C NMR Spectra S21-S36
General Information
All reactions were performed in glassware without argon protection. Commercially available reagents were used without further purification. Organic solutions were concentrated by rotary evaporator at ca. 30 mmHg. Flash column chromatography was performed as described by Still (Still, W. C.; Kahn, M.; Mitra, A. J. Org. Chem. 1978 , 43, 2923 , employing EMD silica gel 60 
General Procedures
Secondary amine (0.2 mmol) was loaded in a reaction vial. Acetonitrile (1 mL) followed by TMSCN (0.24 mmol, 30 uL) were syringed into the mixture. Afterwards, bleach (0.3 mmol, ~ 200 uL) were added dropwise to the reaction which was then stirred at rt for 4 h or until the starting material had been consumed as determined by TLC. The reaction was extracted with 3 x
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After drying with anhydrous Na 2 SO 4 and concentration, the residue was purified by column chromatography to give product.
Compound Characterization
Compound 2 6, 55.5, 114.7, 114.8, 118.3, 127.5, 128.5, 129.0, 133.1, 134.5, 156.3 55.3, 55.5, 114.3, 114.8, 118.5, 126.3, 129.2, 133.2, 156.3, 159.7 114.3, 114.9, 118.0, 127.3, 129.0, 129.8, 129.9, 131.8, 132.9, 133.3, 156.4 0, 55.6, 114.5, 114.9, 118.3, 123.1, 125.9, 130.4, 130.6, 131.7, 132.7, 136.8, 156. 114.8, 114.9, 118.3, 124.8, 126.4, 126.5, 126.6, 127.8, 127.9, 129.0, 131.9, 133.0, 133 8, 55.5, 110.3, 110.7, 114.3, 114.8, 118.8, 132.9, 143.4, 147.8, 156.6 from a mixture of ethyl acetate and hexanes. The data crystal was cut from a larger crystal and had approximate dimensions; 0.24 x 0.17 x 0.14 mm. The data were collected at room temperature on a Rigaku R-Axis Spider diffractometer with an image plate detector using a graphite monochromator with CuK radiation ( = 1.5418Å). A total of 191 images of data were collected using -scans with a scan range of 5 and a counting time of 360 seconds per image. Details of crystal data, data collection and structure refinement are listed in Table 1 .
Data reduction were performed using the Rigaku Americas Corporation's Crystal Clear version 1.40. S1 The structure was solved by direct methods using SIR97 S2 and refined by full-matrix least-squares on F 2 with anisotropic displacement parameters for the non-H atoms using SHELXL-97. S3 The absolute configuration was determined by the method of Flack. 
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Figure S1
. X-ray structures of 5. (9) 3530 (3) 61 (1) N1 9009 (3) 11118 (9) 7038 (3) 46 (1) N2 10135 (4) 8463 (13) 7930 (3) 81 (2) C1 8561 (4) 12191 (10) 8347 (4) 43 (1) C2 8148 (3) 10261 (11) 8591 (4) 46 (2) C3 8210 (4) 9705 (12) 9430 (4) 58 (2) C4 8715 (4) 11179 (15) 10051 (4) 65 (2) C5 9134 (4) 13119 (15) 9837 (4) 65 (2) C6 9071 (4) 13606 (12) 8994 (4) 56 (2) C7 8500 (4) 12811 (11) 7432 (3) 48 (2) C8 9617 (4) 9718 (13) 7521 (4) 54 (2) C10 8890 (3) 11093 (11) 6136 (3) 40 (1 (8) N1-C8 1.316 (7) N1-C10 1.433 (6) N1-C7 1.476 (7) N2-C8 1.141 (7) C1-C2 1.359 (7) C1-C6 1.389 (7) C1-C7 1.508 (7) C2-C3 1.379 (7) C3-C4 1.379 (9) C3-H3 0.93 (8) N3-C24 1.330 (7) N3-C26 1.430 (6) N3-C23 1.472 (6) N4-C24 1.140 (7) C17-C18 1.361 (7) C17-C22 1.403 (7) C17-C23 1.491 (7) C18-C19 1.382 (7) C19-C20 1.376 (8 
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